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Methyl (3',4',6'-Tri-O-benzyl-2'-deoxy-2'-iodo-α/β-D-gulopyranosyl)-(1→2)-3-O-
benzyl-4,6-O-benzylidene-α-D-glucopyranoside (4b). [1] The title compound was prepared following the general method B above, starting from 1 [1] (19.3 mg, 0.03 mmol), 4 Å MS (40 mg), mCPBA (7.1 mg, 0.031 mmol) and CH2Cl2 (0.9 mL). After addition of NaHCO3 (12.6 mg, 0.15 mmol) and filtration of the solution, the glycosylation was performed using 3b (9.3 mg, 0.06 mmol), DTBMP (18.5 mg, 0.09 mmol), Tf2O (10 µL, 0.06 mmol) and 4 Å MS (13 mg). After stirring for 30 min at -80 ºC, standard work-up was performed and the residue was purified by flash column chromatography (from hexane Cholesteryl 3,4,6-Tri-O-benzyl-2-deoxy-2-iodo-α/β-D-gulopyranoside (4c). [1] The title compound was prepared following the general method B above, starting from 1 [1] ( 
Synthesis of phenyl 3,4-di-O-benzyl-2,6-dideoxy-2-iodo-1-thio-/-D-allopyranoside (5b).
To a solution of S1 [2] (2:5 Z/E ratio) (100 mg, mmol) in dry CH3CN (4 mL) at -35 °C was added IDCP (245 mg, 0.52 mmol). The mixture was left to stir at this temperature for 2 h.
The reaction was diluted with CH2Cl2 and washed with saturated aqueous Na2S2O3. The combined organic layers were dried over MgSO4, filtered, and concentrated. The crude was purified by radial chromatography (from hexane to 1:3 EtOAc/hexane) to afford 5b (51 mg, 40%) as an 
Digitoxigenyl 3,4,6-Tri-O-benzyl-2-deoxy-2-iodo-α/β-D-gulopyranoside (7)
. The title compound was prepared following the general method B above, starting from 1 [1] (14.1 mg, 0.022 mmol), 4 Å MS (25 mg), mCPBA (5.2 mg, 0.022 mmol) and CH2Cl2 (0.7 mL). After addition of NaHCO3 (9.2 mg, 0.11 mmol) and filtration of the solution, the glycosylation was performed using 6 (6.7 mg, 0.04 mmol), DTBMP (13.6 mg, 0.066 mmol), Tf2O (7.3 µL, 0.044 mmol) and 4 Å MS (9 mg). After stirring at -80 ºC for 30 min, standard work-up was performed and the residue was purified by flash column chromatography (from hexane to 1:2 EtOAc/hexane) to afford 7 (12 mg, 60%) as 
Cholesteryl 3,4-di-O-benzyl-2,6-dideoxy-2-iodo-1-thio-/-D-allopyranoside (11).
[2]
The title compound was prepared following the 
